Many functionalized allylic compounds have proven to be versatile reagents for organic synthesis. 1 1,3-Dihalopropenes are potentially interesting multicoupling 2 reagents, since two successive SN2' substitutions would allow a 1,3-bis-functionalization of the allylic system. Unfortunately a comprehensive literature search shows that 1,3-dihalopropenes usually/undergo only SN2 substitutions leading to terminal vinylic halides which are unreactive towards further substitution. 3 We have found during a general study on the reactivity of the functionalized copper-zinc organometaUics RCu(CN)ZnX 4 1 that these copper derivatives 5 react with a high SN2' selectivity (> 98%) with various 1,3-dichloropropenes 2 to afford functionalized olefins of type 36 (see Scheme I and Table I ). Typically the 1,3-dichloro- indicates its completion after 3-22 h (see Table I ). Besides the desired 1,3-disubstituted allylic products R~CH=C(Y)~CH2-R 3, less than 3% of 1,1-disubstituted allylic derivatives of type 5 (R2CH-C(Y)=CH 2) was detected in the crude reaction mixture. In strong contrast, the use of 1,3-dibromopropene leads to the formation of appreciable amounts of compounds 5 (6-30%). This behaviour may be explained by the easy isomerization of the intermediate allylic bromide (compare with 4; Scheme I) rather than by a low regioselectivity of the reaction of RCu(CN)ZnX with allylic bromides. The 1,3-dichloro allylic compounds 2a-c were prepared 6 by the addition of benzenesulfenyl chloride 7 or benzeneselenyl chloride 8 to propargylic chlorides 9 in a mixture of dichlommethane and acetonitrile (3-10 h; 25 °C)6. These additions are regio-and stereospecific, affording only the (E)-isomers in high yields (76-90%); see Scheme 11. As shown in Table I \s--V CH f"s" a All yields refer to isolated yields of analytically pure products. Satisfactory spectral data (IR, 1H and 13C NMR, mass spectra and high resolution mass spectra) were obtained for all new compounds.
